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Method for producing ethers, esters or acid anhydrides especially for 
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Ethers, esters or acid anhydrides are advantageously obtained when a cake 
situated on a filtering element and consisting of a first reactant, which 
is selected from salts of organic or oxygen-containing inorg. acids or 
alcoholates, is flown though with a solution consisting of a second reactant, 
which is selected from inorg. or organic acid halides and alkyl halides, 
whereby the formed insol. halide salt remains on the filtering element. 
This enables the halide salt to be easily separated in an essentially quant, 
manner. Thus, ammonium benzoate was reacted with PC13 in 
1, 2-dichloroethjane in a glass pressure tube provided with a frit to give 
18.6% PhC02H-content in the filtrate, 1.1-1010 
mPa*s*m-2 filter resistance of the ammonium benzoate at the 
reaction start, and 5.0*1010 mPa-s-m-2 filter 
resistance of the ammonium chloride at the reaction end. 
RE.CNT 2 THERE ARE 2 CITED REFERENCES AVAILABLE FOR THIS RECORD 

ALL CITATIONS AVAILABLE IN THE RE FORMAT 



L5 ANSWER 2 OF 7 CAPLUS COPYRIGHT 2005 ACS on STN 

TI Method for carrying out a solid-liquid reaction 

AN 2003:202537 CAPLUS 

DN 138:223603 

TI Method for carrying out a solid-liquid reaction 



Klopp, Ingo; Bogenstaetter , Thomas; Franke, Dirk; Munzinger, Manfred 
Basf Aktiengesellschaft, Germany 
PCT Int. Appl., 17 pp. 
CODEN: PIXXD2 
Patent 
German 
FAN.CNT 1 

PATENT NO. 



IN 
PA 
SO 

DT 
LA 



KIND DATE 



PI WO 2003020411 



Al 



20030313 



APPLICATION NO. 



WO 2002-EP9659 



DATE 



20020829 



W: AE, 


AG, 


AL, 


AM, 


AT, 


AU, 


AZ, 


BA, 


BB, 


BG, 


BR, 


BY, 


BZ, 


CA, 


CH, 


CN, 


CO, 


CR, 


CU, 


CZ, 


DE, 


DK, 


DM, 


DZ, 


EC, 


EE, 


ES, 


FI, 


GB, 


GD, 


GE, 


GH, 


GM, 


HR, 


HU, 


ID, 


IL, 


IN, 


IS, 


JP, 


KE, 


KG, 


KP, 


KR, 


KZ, 


LC, 


LK, 


LR, 


LS, 


LT, 


LU, 


LV, 


MA, 


MD, 


MG, 


MK, 


MN, 


MW, 


MX, 


MZ, 


NO, 


NZ, 


OM, 


PH, 


PL, 


PT, 


RO, 


RU, 


SD, 


SE, 


SG, 


SI, 


SK, 


SL, 


TJ, 


TM, 


TN, 


TR, 


TT, 


TZ, 


UA, 


UG, 


US, 


UZ, 


vc, 


VN, 


YU, 


ZA, 


ZM, 


ZW, 


AM, 


AZ, 


BY, 


KG, 


KZ, 


MD, 


RU, 


TJ, 


TM 




























RW: GH, 


GM, 


KE, 


LS, 


MW, 


MZ, 


SD, 


SL, 


SZ, 


TZ, 


UG, 


ZM, 


ZW, 


AT, 


BE, 


BG, 


CH, 


CY, 


CZ, 


DE, 


DK, 


EE, 


ES, 


FI, 


FR, 


GB, 


GR, 


IE, 


IT, 


LU, 


MC, 


NL, 


PT, 


SE, 


SK, 


TR, 


BF, 


BJ, 


CF, 


CG, 


CI, 


CM, 


GA, 


GN, 


GQ, 


GW, 


ML, 


MR, 



NE, SN, TD, TG 













DE 


2001- 


10142284 


A 


20010829 


DE 


10142284 




Al 


20030320 


DE 


2001- 


10142284 




20010829 


TW 


592829 




B 


20040621 


TW 


2002- 


91119416 




20020827 












DE 


2001- 


10142284 


A 


20010829 


CA 


2458812 




AA 


20030313 


CA 


2002- 


2458812 




20020829 












DE 


2001- 


10142284 


A 


20010829 












WO 


2002- 


EP9659 


W 


20020829 


EP 


1423187 




Al 


20040602 


EP 


2002- 


767452 




20020829 


EP 


1423187 




Bl 


20050302 














R: AT, BE, 


CH, 


DE, 


DK, ES, FR, 


GB, GR, IT, 


LI, LU, 


NL, SE, MC, PT, 




IE, SI, 


LT, 


LV, 


FI, RO, MK, 


CY, AL, TR, 


BG, CZ, 


EE, SK 












DE 


2001- 


10142284 


A 


20010829 












WO 


2002- 


EP9659 


W 


20020829 


BR 


2002012168 




A 


20040720 


BR 


2002- 


12168 




20020829 












DE 


2001- 


10142284 


A 


20010829 












WO 


2002- 


EP9659 


W 


20020829 


NZ 


531344 




A 


20041029 


NZ 


2002- 


531344 




20020829 












DE 


2001- 


10142284 


A 


20010829 












WO 


2002- 


EP9659 


W 


20020829 


JP 


2005501695 




T2 


20050120 


JP 


2003- 


524713 




20020829 












DE 


2001- 


10142284 


A 


20010829 












WO 


2002- 


EP9659 


W 


20020829 


AT 


289864 




E 


20050315 


AT 


2002- 


767452 




20020829 












DE 


2001- 


•10142284 


A 


20010829 












WO 


2002- 


•EP9659 


W 


20020829 


US 


2004204605 




Al 


20041014 


US 


2004- 


487214 




20040219 












DE 


2001- 


■10142284 


A 


20010829 












WO 


2002- 


•EP9659 


W 


20020829 



AB A solid-liquid reaction is carried by (1) preparation of a reaction suspension 
containing a 1st reactant which is suspended and a 2nd reactant which is 
dissolved in a suspension medium, whereby 1 of the reaction products is 
insol. in the suspension medium, (2) feeding the reaction suspension 
through a longish reaction zone, whereby the Reynolds number of the flow 
<20,000, and (3) separation of the insol. reaction product. The method is 
advantageous in that the insol. reaction product is obtained in a form 
which is easy to filter. The method is especially suitable for manufacture of 
(PhC02)3P by reacting PhC02Na or PhC02NH4 with PC13. 
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OS CASREACT 138:56081; MARPAT 138:56081 

AB The invention relates to a method for producing N-phosphonomethylglycine 

from an aqueous mixture containing N-phosphonomethylglycine, ammonium 
halogenides 

and alkali halides or earth alkali halides and optionally, organic impurities 
in a dissolved form. According to the invention, (a) the pH-value of the 
mixture is regulated to a value of 2-8, (b) the mixture is separated by means 

of a 



selective nanof iltration membrane, to obtain a retentate rich in 
N-phosphonomethylglycine and poor in halogenides and a permeate rich in 
halogenides and poor in N-phosphonomethylglycine and (c) the 
N-phosphonomethylglycine is prepared from the retentate. The inventive 
method enables the production of N-phosphonomethylglycine by simultaneously 
separating the halogenide salts thereof. Thus, reaction of ammonium benzoate 
with PC13 in 1, 2-dichloroethane below 36° for 30 min followed by 
treatment with 1, 3, 5-Tris ( cyanomethyl ) -1, 3, 5-triazacyclohexane and 
hydrolysis with aqueous HC1 gave title compound along-with 
aminome thylphosphoni c 

acid, bis (phosphinomethyl) glycine, glycine, NaCl/NH4Cl as dissolved 
impurities . 
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OS CASREACT 138:56080; MARPAT 138:56080 

AB The invention relates to a method for producing N-phosphonomethylglycine 

by reacting a hexahydrotriazine compound with a triacyl phosphate in an organic 
solvent and the saponification of the phosphono compound which is obtained 

after 

previous extraction into an aqueous phase, and separation of the organic 
phase. According 

to the invention, said method prevents decomposition of the organic solvent 
during 

saponification Thus, reaction of ammonium benzoate with PC13 in 
1, 2-dichloroethane below 36° for 30 min followed by treatment with 
1, 3, 5-Tris (cyanomethyl) -1, 3, 5-triazacyclohexane and hydrolysis with H20 
gave title compound 
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CASREACT 138:56079; MARPAT 138:56079 

The invention relates to a method for producing a-aminophosphonic 

acids, by reacting a hexahydro triazine derivative with a triorgano phosphate. 

The inventive method includes a phosphono compound as an intermediate step, 



said phosphono compound being hydrolyzed into oc-aminophosphonic acid. 
The invention also relates to said phosphono compound and the method for the 
production thereof. Thus, reaction of PC13 with sodium benzoate in 
1,4-dioxane followed by treatment with 1, 3, 5-tris (cyanomethyl ) -1, 3, 5- 
triazacyclohexane and aqueous HC1 hydrolysis gave 91% phosphonomethylglycine 
in 95.3% purity. The inventive method enables a-aminophosphonic 
acids to be produced in a simple and economical manner as well as ensuring 
a high yield and purity. 
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OS CASREACT 135:76990 

AB The invention relates to a method for production of N-phosphonomethylglycine, 
by reaction of a hexahydrotriazine derivative with a triacyl phosphite. The 
method produces N-phosphonomethylglycine in a simple and cost-effective 
manner and in high yield. Thus, reaction of sodium benzoate with PC13 in 
1,4-dioxane followed by treatment with hexahydrotriazine gave 91% 
N-phosphonomethylglycine in 95.3% purity. 
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AB Under the Federal Comprehensive Environmental Response, Compensation, and 
Liability Act, the EPA is promulgating final reportable quantities (RQ) 
for 258 hazardous substances and hazardous waste streams. NH4 thiosulfate 
is removed from the list of hazardous substances since the median lethal 
concentration is well above 500 mg/L for aquatic toxicity. Also included in 

this 

final rule is replacement of the registered trademark Gelthane with the 
generic name difocal, as several companies manufacture this substance. 
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AB A solid-liquid reaction is carried by (1) preparation of a 

reaction suspension containing a 1st reactant which is suspended and a 2nd 
reactant which is dissolved in a suspension medium, whereby 1 of the 
reaction products is insol. in the suspension medium, (2) feeding the 
reaction suspension through a longish reaction zone, whereby the Reynolds 
number of the flow <20,000, and (3) separation of the insol. reaction product. 
The method is advantageous in that the insol. reaction product is obtained 
■in a form which is easy to filter. The method is especially suitable for 

manufacture 

of (PhC02)3P by reacting PhC02Na or PhC02NH4 with PC13. 
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L12 ANSWER 2 OF 4 CAPLUS COPYRIGHT 2005 ACS on STN 

TI The ethoxycarbonylation of 4 , 4 ' -dibromobiphenyl with palladium-phosphine 

catalysts. Effect of solid-liquid phase transfer 

catalysts 
AN 1994:457076 CAPLUS 
DN 121:57076 

TI The ethoxycarbonylation of 4 , 4 1 -dibromobiphenyl with palladium-phosphine 
catalysts. Effect of solid-liquid phase transfer 
catalysts 

AU Teranishi, Kenji; Takagi, Satoru; Sato, Toshihiko; Hanaoka, Takaaki; 

Takeuchi, Kazuhiko; Sugi, Yoshihiro 
CS Cent. Res. Lab., Gen. Sekiyu K. K. , Kawasaki, 210, Japan 
SO Sekiyu Gakkaishi (1994), 37(3), 333-6 

CODEN: SKGSAE; ISSN: 0582-4664 
DT Journal 
LA Japanese 
OS CAS REACT 121:57076 

AB The effect of solid-liquid phase transfer catalysts was 

studied in the ethoxycarbonylation of 4 , 4 1 -dibromobiphenyl (I) with 
palladium-phosphine catalysts. Palladium catalysts with 

1, 3-bis (diphenylphosphino) propane (dppp) as ligand gave high activity and 
selectivity for Et 4 1 -bromobiphenyl-4-carboxylate using sodium 
bicarbonate as base and tetrabutylammonium iodide as phase transfer 
catalyst. Tetrabutylammonium chloride gave the highest activity among the 
tetrabutylammonium halides, and tetraethyl ammonium bromide was 
the most effective among the tetraalkyl ammonium bromides. Sodium 
carbonate and bicarbonate and potassium carbonate were effective bases for 
the removal of hydrogen bromide, whereas lithium carbonate and sodium 
acetate retarded the carbonylation. The reaction was also retarded with 
increasing carbon monoxide pressure. The rate determining step is the 
oxidative 

addition of I to palladium catalyst similar to the conventional system in 
homogeneous catalysis, and the phase transfer catalyst enhances the 
absorption of hydrogen bromide to increase the total reaction rate. 

L12 ANSWER 3 OF 4- CAPLUS COPYRIGHT 2005 ACS on STN 

TI Reactions of aryl halides with phenoxides and alkoxides 

by phase transfer catalysis 
AN 1984:490061 CAPLUS 
DN 101:90061 

TI Reactions of aryl halides with phenoxides and alkoxides 

by phase transfer catalysis 
AU Cho, Bong Rae; Park, Sung Dae 

CS Dep. Chem., Korea Univ., Seoul, 132, S. Korea 

SO Bulletin of the Korean Chemical Society (1984), 5(3), 126-9 

CODEN: BKCSDE; ISSN: 0253-2964 
DT Journal 
LA English 

AB Reaction of aryl halides with phenoxides and alkoxides 

was studied under phase-transfer catalytic conditions. 2, 4-R (02N) C6H3X 



(I; R = 02N, H; X = F, CI) reacted readily with phenoxides in 

NaOH (aq) -C6H6 containing Bu4N+ Br-, affording the products quant. Although I 
did not react with alkoxides under the same conditions , the 
reactions were complete within 2 h at room temperature under solid- 
liquid, phase- transfer catalysis. The reactivity of I decreased in 
the stated order of R and X, consistent with the SNAr mechanism. The 
reactivity of oxy anions was lower with liquid-liquid than with solid 
-liquid, phase-transfer catalysis. The results were explained by 
the concentration and degree of hydration of the anion in C6H6. 

L12 ANSWER 4 OF 4 CAPLUS COPYRIGHT 2005 ACS on STN 
TI Catalytic activation of carboxylic anions in two-phase solid- 
liquid media. Preparation of sterically hindered carboxylic acid 
esters 

AN 1977:106129 CAPLUS 
DN 86:106129 

TI Catalytic activation of carboxylic anions in two-phase solid- 
liquid media. Preparation of sterically hindered carboxylic acid 
esters 

AU Normant, Henri; Laurenco, Claude 
CS Lab. Synth. Org., Paris, Fr. 

SO Comptes Rendus des Seances de l'Academie des Sciences, Serie C: Sciences 

Chimiques (1976), 283(11), 483-6 

CODEN: CHDCAQ ; ISSN: 0567-6541 
DT Journal 
LA French 

OS CASREACT 86:106129 
GI 




AB Hindered K benzoates were esterified by alkyl halides and 

Me2NCH2CH2NMe2 catalyst to give six esters I (R = OH, Me; Rl = H, Me; R2 = 
PhCH2, 1-hexyl, PhCOCH2, 4-BrC6H4COCH2 ) . Similarly prepared were 14 
RCR1R2 C02R3- [R = Me, H, Ph; Rl = Me, Ph; R2 = Me, Et, Ph; R3 = 
phenylalkyl, C6-8 alkyl, (CH2)3Br, CH2COMe, CH20Et] , benzyl 
cyclohexanecarboxylate, and 1-hexyl cyclohexanecarboxylate . 
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TI Method for extracting dioscin and diosgenin 
AN 2004:376503 CAPLUS 
DN 141:274550 

TI Method for extracting dioscin and diosgenin 
IN Zhang, Wanju; Zhou, Taikang; Wang, Fuxiang 
PA . Peop. Rep. China 
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DT Patent 
LA Chinese 
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CN 2002-125262 20020722 

AB The method comprises soaking the rhizoid stem of Chinese yam (Dioscorea 

japonica) in water for 24 h, grinding in water, incubation with lipase at 
40° and pH 7 for 30 h, filtering to obtain filtrate I and 
filter cake I (containing cellulose, lignin, etc.); and 

standing filtrate for 10 h, filtering to obtain supernatant, suspension, 
and starch. Mixing the the filter cake I with the 
suspension and- supernatant, adding water to solid/liquid 

ratio of 1:3-4, boiling for 1 h, filtering; repeating the mixing, boiling, 
and filtering processes to obtain filter cake II and 

filtrates, concentrating the filtrates, extracting with ale. several times, 
concentrating, 



adsorbing with macroporous adsorbent (such as activated C, diatomite, 
bentonite, or zeolite) , drying, extracting with >95% ethanol, precipitating 
with Et 

ether to obtain soluble tetrasaccharide saponin; liquefying the 
starch and filter cake II with saccharifying enzyme at 

pH 6.0-6.4, separating to obtain cellulose, lignin, and soluble trisaccharide 

saponin; saccharifying completely the liquified liquor at 

(60±2)° and pH 4.0-4.5 for 24 h, filtering to obtain filtrate 

and filter cake III; hydrolyzing the trisaccharide 

saponin and the filter cake III with 2 mol HC1, 

neutralizing, filtering to obtain filter cake IV, 

drying the filter cake IV at 80°, extracting with 

solvent gasoline (its b.p. of 120°) to obtain diosgenin, and 

collecting the wastewater from all processes for recovering ethanol and 

glucose . 
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TI Solid-liquid separations of slurries obtained from the leaching of 

phosphatic clay wastes 
AN 1992:553889 CAPLUS 
DN 117:153889 

TI Solid-liquid separations of slurries obtained from the leaching of 

phosphatic clay wastes 
AU Davis, J. G. ; Wilemon, G. M. ; Scheiner, B. J. 

CS Tuscaloosa Res. Cent., US Bur. Mines, Tuscaloosa, AL, 35486, USA 

SO Advances in Filtration and Separation Technology (1990), 2(Filtr. Sep. 

Environ. Control Technol . ) , 375-83 

CODEN: ASTHEA 
DT Journal 
LA English 

AB The extraction of phosphate values from fine-particle wastes generated during 
conventional mining and benef iciation of phosphate ore was studied, with 
emphasis on leaching of dried wastes using H2S04 in the presence of MeOH. 
Separation of insol. gangue from desired leach liquor in these slurries is 
challenging because of the fine grain size of the unleached residues. 
Vacuum filtrations of the slurries yield filter cakes 

that are tight and difficult to wash, resulting in a loss of product and 
handling problems. A combination of flocculating agents has been 
discovered that enhances the settling properties of the solids in these 
slurries, facilitating solid-liquid separation Flocculation 
of the slurry with polyethylene oxide (PEO) or a combination of 
hydroxyethyl cellulose (HEC)-PEO or hydroxypropyl cellulose (HPC)-PEO 
should enable solid-liquid decantation steps. Faster 

settling rates and better consolidation of the leach tails were obtained 
when the cellulose polymers were added as aqueous solns. Use of the HEC-PEO 
combination for flocculation is the best choice for this application 
because the HEC is less expensive than PEO or HPC. The effects of 
parameters such as polymer dosage and order of mixing on the efficiency of 
flocculation and settling are discussed. 
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the deparaf fination of petroleum products, yields are 


increased by 



filtering an oil-wax-solvent slurry, washing the wax filter 
cake with solvent at -43° to -4°, and recycling 

25-100% initial filtrate to deparaf fination so that the oil content of the 
deparaf fination solvent is <9 volume^.. Thus, lubricant base oil (viscosity 
600 SUS at 37.8°) was deparaf finated in 7 : 3 MeCOEt-PhMe, filtered 
at -12.2°, and washed with 7:3 MeCOet-PhMe to give an oil with pour 
point-4.4°. As long as the oil content of the diluent was 
£9% (used-fresh diluent ratio ^0.93:1) the liquid- 
solid ratio remained at 3.2-3.5:1, but at higher oil contents the 
liquid-solid ratio increased sharply. 
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Oxalic acid. IV. Decomposition of calcium oxalate with sulfuric acid 
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Kogyo Kagaku Zasshi (1971), 74(12), 2426-9 

CODEN: KGKZA7; ISSN: 0368-5462 

Journal 

Japanese 

In the solid-liquid reaction 

(COO) 2Ca+H2S04.dblarw. (COOH) 2+CaS04 , the optimum amount of H2S04 to produce 
(COOH)2 was 20-4% concentration and 2.3-2.5 equivs . of the salt; washing the 
filter cake with dilute and warm H2S04 was effective in 
inhibiting the formation of (COO)2Ca by the reverse reaction. 
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AB The filtration of a liquid-solid suspension is carried 

out until the rate decreases to a certain point, the suspension feed is 
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stopped, and pneumatic pressure is applied to force out the remaining liquid 
When the filter cake is not substantially impervious 

to the compressed air, a flexible, impervious curtain is used to apply the 
pressure to the liquid and cake. The filter has a vertical, cylindrical, 
filtering element, a central, hollow, sealed drum that decreases the volume, 
and a flexible tube (plastic, rubber) that is hung from above and disposed 
in the space between the drum and the filtering surface. 
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AB An improved and reproducible process is reported for carrying out the 
reaction C13P : N02SACOC1 (I) -> C102SACN (II) + POC13 (where A is a 
bivalent organic group) at a p rede terminable and definite temperature, and 
involving ArS02NH2 (III) (where Ar is an aromatic group) as a conversion 
moderator. [In the following, all parts are by weight] A mixture of 263 parts 
I (A = p-C6H4) and 166 parts POC1 heated at 60-65° in vacuo (200 
mm.) until about 90% POC13 was removed, further heated to 190°, 10 
parts III (Ar = p-MeC6H4) added, the mixture heated 3 hrs . at 190° in 
vacuo (200 mm.) while POC13 distilled as rapidly as formed, heated an addnl . 
hr. at 190° in vacuo (100 mm.), cooled to 50°, 156 parts 
PhMe added, the whole heated to 70°, filtered, and the 
filter cake washed with 56 parts hot PhMe (65°) 

yielded 125 parts II (A = p-C6H4) . An inert diluent may or may not be 
present, and may or may not act as solvent for I, II, or III. Preferred 
III contain Ar = Ph, MeC6H4, Me2C6H3, Me3C6H2, Me4C6H, EtC6H4 , PrC6H4, 
BuC6H4, PhC6H4,. or C10H7, whereas less preferred III contain aryl groups 
with such substituents as 02N, H2N, HO, MeO, Ac, or CI. The amts. of III 
may vary from 2 to 10 parts/100 parts I, and the temperature from 150° to 
190°. A in I may be CH2, C2H4, C18H36, cyclopentylene, 
cyclohexylene, p-C6H4, as well as bivalent groups derived from the 
phenanthrene, naphthalene, nicotine, and furan nuclei, substituted or not 
by 02N or CI. The reactive. groups CN and S02C1 render II 
exceptionally useful as intermediates in the synthesis of other organic 
compds . 
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AB Tertiary steroid ales, of the androstane, estrane, and pregnane series, 
bearing the tertiary OH group and an ethynyl group on the same C atom, 
were treated with alkylating agents, optionally with protection of addnl . 
reactive groups, to give the title compds . , useful as , 

pharmaceuticals. Thus, 6.3 g. 17-ethynylandrostene-3, 17-diol in 100 cc. 

tetrahydrofuran was added at -80 to -60° during 10 min. to a mixture 

of 150 cc. liquid NH3 and 0.46 g. Na in the presence of a trace of 

Fe(N03)3. The mixture was stirred 1-2 hrs . Subsequently, 1.25 g. Mel in 10 

cc. tetrahydrofuran was added, the mixture stirred 3 hrs., poured onto ice, 

acidified with AcOH, the precipitate filtered off, and the filter 

cake washed. This crude product on acetylation and 

chromatographic purification over A1203 gave 3-acetoxy-17-methoxy-17- 
ethynylandrostene, m. 166-8°, which (after saponification) gave the free 
ale, m. 168.5-70.5°. The latter was oxidized by the Oppenauer 
method to give 17-ethynyltestosterone 17-methyl ether, m. 129-31°, 
[a]D 150°, e241 16,300, X 3.10, 4.77, 5.98, 

6.17, and 9.12 ^. Similarly prepared were: 17-ethynyl-19-nortestosterone 

Me ether, m. 122.5-4.5°, e240 16,650, X 3.04, 6.00, 

6.19, and 9.17 n; 17a-ethynyl-17-ethoxy-5-androsten-33-ol , 

m. 161-4° (3-acetate m. 124.5-5-5°, which was converted to 



17ct-ethynyltestosterone Et ether, m. 105-8° , e240 

17,160, X 3.1, 4.78, 6.0, 6.2, and 9.25 \x) ; 17<x-ethynyl- 

1, 4-androstadien-17-ol-3-one Me ether, m. 134.5-5.5° (hexane) , 

e203 4,160, e243 16,020; 17a-ethynyl-17-methoxy-4 , 6- 

androstadien-3-one, m. 96.5-8.5°, e284 26,420, 3.09, 4.75, 

6.00, 6.17, 6.29, and 9.12 |a; 17ct-ethynyl-17-ethoxy-4 , 6- 

androstadien-3-one, m. 125-7°; 17ot-ethynyl-6a- 

methyltestosterone Me ether, m. 133-5°, e241 15,370; 

X 3.06, 4.75, 5.98, 6.20, and 9.14 n; 3-ethynyl-3- 

methoxyandrostan-17-one, m. 125.5-7°, X 3.00, 4.74, 5.74, 

and 9.17 p.; 17a-ethynylestradiol 3, 17 -dimethyl ether, m. 

143-4° (EtOAc) ; 17ct-ethynylestradiol 17-monomethyl ether, m. 

170.5-2° (MeOH), e285 1960, e280 2170, e205 

18, 170; 20a-ethynyl-20-methoxy-5-pregnen-3p-ol, m. 

182-4° (EtOAc) , which on oxidation gave 20ct-ethynyl-20-methoxy-4- 
pregnen-3-one, m. 213-15° (EtOAc), e241 16,430. 
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